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A newsyntheticapproachto (dl)-8-aza-13,1<HSibydroprosta-
DOh:acidaaditscorrespondingll-hydroxyderivativeisdescribed.
IN continuationof our interestin heterocyclicanalogsof prostaglandins1':,we report in this
communicationa newandgeneralapproachfor the
preparationof 8-aza analogsof prostanoids,viz.
(dJ)-8-ua-ll-hydroxy-13,14-dihydroprostanoica id
(10)anditscorrespondingI I-deoxyderivative(15).
Althoughthisworkwascompletedafewyearsback1,
thepublicationwasdelayeddueto our temptation
to explorethefurtherpossibilitiesof utilizing the
intermediatesin thesynthesisof relatedmolecules.
Duringthisperiod,quitea fewreportshaveappear-
edon thesynthesisof 8-azaanalogsof prostaglan-
dinsS,?butnoneofthe approachesi aselegantand
versatileasthepresentone.
(dJ)-8-Aza- II - hydroxy- 13,14-dihydroprostanoic
acidt(10)-(J)-~-Acetoxymalicacidanhydride,pre-
preparedby the reactionof (l)~-hydroxymalicacid
anhydride(1,SchemeI) with acetylchloride, on
stirringat50-60°for I hr with benzylalcoholgave
(l)~-acetoxy-8-benzyloxycarbonylpropionicacid (2)
in about95% yield; IR (neat) : 17201740 and
1760cm-1(C=0); PMR (CDCI3): 8.33 (broads,
exchangeablewith D:l0, IH), 7.23 (s, 5H), 5.40
(I, J=6 Hz, IH), 5.11(s, 2H), 2.81 (d, J=6 Hz,
2H), 2.01(s,3H). Esterificationof 2 with CH:Ns
in etherat 0° followed by removalof the benzyl
group by hydrogenation(Pd{C,THF) gave«-ace-
toxy-~-methoxycarbonylpropionic acid (3) in
90% yield, IR (neat) : 1720, 1740 and 1760
cm-1(C=O); PMR: (CDCI3) : 8.88(broads,
eexchangeablewith D:O, IH), 5.53(t, J = 6 Hz,
IH), 3.76(s,3H), 2.96(d,J=6 Hz, 2H), 2.15(s,
3H). The acidchloride(4a)obtainedby treatment
of 3 with oxalyl chloride,was reactedwith 3-t-
butyloxy-I-octynemagnesiumbromide and Cu:
(CN): in THF to give methyl3-acetoxy-4-oxo-7-1-
butyloxy-5-dodecyanoate(Sa) in 83% yieldas a
brightbrownoil; IR (neat) : 2190(C=C), 1760,
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tPurityofall thecompoundswasroutinelycheckedby11..C
onsilicaReiG-60plates.All thecompoundshavebeenana-
lY5CdforC,HandN andgavesatisfactoryesults.PMR spectra
~re recore.edon a VarianA60D instruIJIentusingTMS as
Internalstandard;chemicalshiftsaregivenin 3-scalethrough-
outthepaper.
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1740and 1680cm-1 (C=O); PMR (CDCI3) .:
5.60-5.20(m, IH), 4.43-3.95(m, IH), 3.68(s, 3H),
2.80(d, J = 7 Hz, 2H), 2.11 (s, 3H), 1.96-1.08
(m, 17H), 0.91(t, J = 6Hz, 3H). The alkynone
(Sa) wasreducedcatalytically over pd{C (10%)
in ethanolto givethealkanone(6) (Scheme2) in
quantitativeyield ; IR (neat): 1750cm-1 (broad
peak,C=O); PMR (CDCI3) : 5.36 (t, J = 6 Hz,
IH), 3.95-3.40(m, 4H), 2.76(dd,J = 6 Hz, 2H),
2.10(s,3H), 1.98-0.58(m,24H). Thealkanone(6)
on condensationwith ethyl 6-aminohexaoatein
benzenein the presenceof tracesof p-toluenesul-
phonicacidgavethecorrespondingschiffbase(7),
whichontreatmentwithNaBH4 in ethanolatroom
temperaturefollowed by chromatographicpuri-
ficationof thereactionmixturegave8 in an overall
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